General Information and Methods.
Solvents, reagents, and chemicals (o-iodothioanisole, but-3-yn-1-ol, p-toluenesulfonamide and 1,4-bis(trimethylsilyl)buta-1,3-diyne) used for reactions were purchased from commercial suppliers. Catalyst Pd(PPh 3 ) 4 and Co 2 (CO) 8 were purchased from Sigma-Aldrich. 1-(5-Methoxypenta-1,3-diyn-1-yl)-2-methylsulfanylbenzene 6, and referenced to residual solvents (δ = 7.26 ppm for 1 H; δ = 77.16 ppm for 13 C -for spectra S2 recorded in CDCl 3 and δ = 2.05 ppm for 1 H; δ = 29.84 ppm for 13 C -for spectra recorded in acetone-d 6 ). High-resolution mass spectra (HRMS) were determined using electrospray ionization (ESI) in the mode of positive ion registration with a TOF mass analyzer.
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Synthetic and biological procedures.
(5-Methoxypenta-1,3-diyn-1-yl)trimethylsilane 5. A method described earlier was modified. 
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The Bergman cyclization monitoring by HRMS.
A precise weighted sample of enediyne 1 (34.0 μg) was dissolved in the mixture of acetone (100 μL), DCM (100 μL) and isopropanol (686 μL) that affords 1 mM stock solution of enediyne 1.
The stock solution was diluted with isopropanol to obtain two solutions of enedine 1 (1.0 ×10 -4 M and 7.5 × 10 -5 M). The ESI HRMS spectra of these solutions were measured immediately after the dissolution and after the incubation at 37 °C for 16 h and for 42 h. Only M+Na and 2M+Na
ions were observed for enediyne 1 and the product of the Bergman cyclization (BC). The percentage of BC product (φ BC , %) was calculated for both solution. 
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Computational details
All calculations were performed with the B3LYP density functional method [7] [8] [9] by using the Gaussian 09 suite of quantum chemical programs 10 at Resource center "Computer center of Saint Petersburg State University". Geometry optimizations of enediynes and the transition states of Bergman cyclization of enediynes were performed using B3LYP with the 6-31G++(d,p) basis set in the gas phase. Because of the open shell nature of the transition-states, calculations on these structures were performed using BS-UB3LYP (broken-spin-symmetry, unrestricted) calculations. 11 Stationary points on the respective potential-energy surfaces were characterized at the same level of theory by evaluating the corresponding Hessian indices. Careful verification of the unique imaginary frequencies for transition states was carried out to check whether the frequency indeed pertains to the desired reaction coordinate. Kinetic studies of azaenediyne 1 by DSC. 
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